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Description
Technical Field

[0001] The present invention relates to a film that comprises a thermoplastic resin composition which contains a
layered silicate having an organic cation, the thermoplastic resin composition, and the layered silicate. More specifically,
it relates to a film in which the layered silicate is highly dispersed and which has excellent properties including mechanical
properties and dimensional stability, and a resin composition and a layered silicate which provide the film.

Background Art

[0002] Thermoplastic resins including a polyester are used in a variety of applications due to their excellent properties,
e.g., mechanical properties, moldability, heat resistance, weather resistance, light resistance and chemical resistance.
For example, a polyester film is widely used in a variety of applications, e.g., for electric and electronic materials including
a magnetic recording medium, an electronic mount board and a capacitor, for packing, for medical use, and for various
industrial materials, due to excellent properties of the polyester, e.g., heat resistance, mechanical properties, electric
properties, chemical resistance, optical properties and environmental resistance. However, along with technological
improvements made in recent years, better properties have been increasingly demanded according to applications in
which the polyester is used. For example, to use the polyester for electric and electronic materials including a magnetic
recording medium and an electronic mount board, improvements in the mechanical properties including elastic modulus,
dimensional stability, surface properties and other properties are desired.

[0003] Heretofore, as a measure to improve these properties, a film processing technique as typified by orientation
by stretching has been employed to make full use of properties inherent in the polyester (refer to page 2 in JP-A
2002-370276(the term "JP-A" as used herein means an "unexamined published Japanese patent application")).
[0004] However, with the conventional method, it is difficult to achieve properties better than those inherent in the
polyester.

[0005] Meanwhile, recently, a so-called "nanocomposite" which is a composition prepared by dispersing a layered
compound in a thermoplastic resin on a nano scale has been attracting attention. By forming the nanocomposite, prop-
erties improved over properties inherent in the resin have been attained with respect to various properties including high
heat resistance, high elasticity, flame retardancy and a gas barrier property (refer to "World of the Nanocomposite",
Sumi Nakajyo, Kogyo Chousakai, 2000).

[0006] As for nanocomposite films as well, a polyamide film (refer to page 2 in JP-A 2000-336186), a polyimide film
(refer to page 2 in JP-A 2000-7912), a polycarbonate film (refer to page 2 in JP-A 2001-131400) and the like are known,
and improvements in properties such as a gas barrier property are disclosed. However, in the case of the polyester film,
few reports have been made because dispersion of a layered compound is very difficult. For example, a layer inorganic
substance containing film using a silane clay complex as a layered compound and a polyester as a resin is disclosed
(refer to page 2 in JP-A 11-715009).

[0007] However, the film has many unclear points since, for example, there are no descriptions about side reactions
which are often seen at the time of formation of the nanocomposite (for example, in the case of the polyester, production
of a dialkylene glycol chain (refer to page 14 in JP-A 2002-514265)). A polyester composition using a silane clay complex
is described in Table 4 on page 59 of WO 00/60006. The polyester composition has significantly lower mechanical
properties including flexural modulus than an ordinary polyester.

[0008] As described above, the polyester nanocomposite film is still in development, and progress in its development
has been desired.

[0009] Meanwhile, as the layered compound used in the polymer nanocomposite, a layered compound cation-ex-
changed with an organic ammonium ion is generally used. However, the thermal stability of the layered compound is
not so high, and the layered compound therefore cannot be used for a resin having a high molding temperature (refer
to page 2in JP-A 11-1605). As a measure to solve the problem, use of an onium ion having a high thermal decomposition
temperature such as a phosphonium ion (refer to JP-A 11-1605) or a hetero aromatic ion (refer to page 2 in JP-A
8-337414) as a cation exchanger is known. Although these cation exchangers can solve the problem of thermal decom-
position, organic groups contained in these cation exchangers are a general long-chain alkyl group or aromatic group,
and compatibility with the resin is not considered. As a result, the compatibility of the layered compound with the resin
is not so high. As examples with improved compatibility with the resin, an example using a polyalkoxylated ammonium
ion as a cation exchanger for a layered compound (refer to page 2 in JP-A 2002-514265), an example using a layered
compound cation-exchanged with a long-chain alkyl ammonium ion in combination with a polyimide having high com-
patibility with a polyester (refer to page 2 in JP-A 2002-105294, for example) and an example incorporating a unit which
can be a part of the polymer into a cation exchanger (refer to Y. Imai et al., Chem. Mater., Vol. 14, pp. 477 to 479, 2002)
are known.
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[0010] However, in the case of JP-A 2002-514265, there is a problem with respect to heat resistances of a polyalkoxyl
group and an ammonium ion. Further, in the case of JP-A 2002-105294, the polyimide must be used in a rather excessive
amount for the layered compound, thereby causing a possibility that properties inherent in the matrix resin may be
impaired. In addition, in the case of Chem. Mater., Vol. 14, pp. 477 to 479, 2002, there is formed a structure that the
polymer appears to be crosslinked on the surface of a layered compound where the cation exchangers gather, thereby
causing a possibility of deterioration in tenacity. Further, due to the characteristic of the reaction, a short-time process
such as melt blending cannot be used, and the range of application of the production process is narrow. As described
above, formation of a nanocomposite from a thermoplastic resin and development of improved properties by use of a
layered compound still have many problems, and improvements thereof have been desired.

Disclosure of the Invention

[0011] An object of the present invention is to provide a thermoplastic polyester film or thermoplastic aromatic poly-
carbonate film in which a cation-exchanged layered silicate is highly dispersed and which has excellent mechanical
properties and dimensional stability.

[0012] Another object of the present invention is to provide a thermoplastic resin composition having a cation-ex-
changed layered silicate highly dispersed in a thermoplastic resin.

[0013] still another object of the present invention is to provide a layered silicate which can be highly dispersed in a
thermoplastic resin.

[0014] Other objects and advantages of the present invention will become apparent from the following description.
[0015] According to the present invention, firstly, the above objects and advantages of the present invention are
achieved by a film which comprises a thermoplastic composition comprising:

(A) 100 parts by weight of at least one thermoplastic resin selected from the group consisting of a thermoplastic
polyester and an aromatic polycarbonate, and

(B) 0.1 to 10 parts by weight, in terms of ash content, of layered silicate having, as at least a portion of cations, an
organic cation represented by the following formula (1):

RyF—L" ()
wherein R is a group represented by the following formula (I-1):

0
R —R?—'— (1)

O

wherein Rl is a divalent hydrocarbon group having 5 to 20 carbon atoms, and RZ is a divalent hydrocarbon group having
1 to 20 carbon atoms,

an alkyl group, an aryl group or an aralkyl group, L* is an ammonium ion, a phosphonium ion or a hetero aromatic ion,
and n is an integer of 1 to 5, with the proviso that when L* is an ammonium ion or a phosphonium ion, n is 4 and four
Rs may be the same or different.

[0016] Further, according tothe presentinvention, secondly, the above objects and advantages of the presentinvention
are achieved by a thermoplastic resin composition comprising:

(A) 100 parts by weight of thermoplastic resin such as a thermoplastic polyester or an aromatic polycarbonate, and
(B) 0.1 to 10 parts by weight in terms of ash content of layered silicate having, as at least a portion of cations, an
organic cation represented by the above formula (I) wherein at least one of Rs is a group represented by the above
formula (I-1).

[0017] Further, according to the present invention, thirdly, the above objects and advantages of the present invention
are achieved by a layered silicate having, as at least a portion of cations, an organic cation represented by the following
formula:
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wherein R! is a divalent hydrocarbon group having 5 to 20 carbon atoms, R2 is a divalent hydrocarbon group having 1
to 20 carbon atoms, R’ is a group represented by the following formula (I-1):

0
RC W—RP— (1)
X |

wherein R1 and R2 are the same as defined above, an alkyl group, an aryl group or an aralkyl group, L* is an ammonium
ion, a phosphonium ion or a hetero aromatic ion, and nis 1 to 5.

Brief Description of the Drawings

[0018]

Fig. 1 is a diagram for illustrating JACB in a formula (IIl) regarding the shape of a layered silicate observed from a
cross section of a film.

Fig. 2 is a diagram for illustrating OA*B D*E in a formula (IV) regarding the shape of a layered silicate observed
from a cross section of a film.

Fig. 3is a photograph observed from a cross section of a polyester film produced in Example 3, wherein dark portions
represent a cation-exchanged layered silicate.

Fig. 4 is a photograph observed from a cross section of a polyester film produced in Example 4, wherein dark portions
represent a cation-exchanged layered silicate.

Fig. 5 is an electron micrograph of a resin composition of Comparative Example 1.

Fig. 6 is an electron micrograph of a resin composition of Example 7.

Detailed Description of the Preferred Embodiment

[0019] Hereinafter, the present invention will be described in detail. Firstly, the film of the present invention will be
described.

[0020] As the thermoplastic resin (A), a thermoplastic polyester or a thermoplastic aromatic polycarbonate is used.
[0021] As the thermoplastic polyester, a thermoplastic polyester comprising a dicarboxylic acid component, a diol
component and, in some cases, a hydroxycarboxylic acid component is used.

[0022] lllustrative examples of the dicarboxylic acid include aromatic dicarboxylic acids such as terephthalic acid,
isophthalic acid, ortho-phthalic acid, chlorphthalic acid, nitrophthalic acid, 2,5-naphthalenedicarboxylic acid, 2,6-naph-
thalenedicarboxylic acid, 2,7-naphthalenedicarboxylic acid, 1,5-naphthalenedicarboxylic acid, 4,4’-biphenyldicarboxylic
acid, 2,2’-biphenyldicarboxylic acid, 4,4’-diphenyl ether dicarboxylic acid, 4,4’-diphenylmethanedicarboxylic acid, 4,4'-
diphenylsulfonedicarboxylic acid, 4,4’-diphenylisopropylidenedicarboxylic acid, 1,2-bis(4-carboxyphenoxy)-ethane and
5-sodium sulfoisophthalate; aliphatic dicarboxylic acids such as oxalic acid, succinic acid, adipic acid, suberic acid,
azelaic acid, sebacic acid, dodecanedioic acid, octadecanedicarboxylic acid, dimer acid, maleic acid and fumaric acid;
and alicyclic dicarboxylic acids such as 1,4-cyclohexanedicarboxylic acid. These may be used alone or in combination
of two or more.

[0023] lllustrative examples of the diol include ethylene glycol, 1,2-propylene glycol, 1,3-trimethylene glycol, 1,3-
butanediol, 1,4-butanediol, 2,2-dimethylpropanediol, neopentyl glycol, 1,5-pentanediol, 1,6-hexanediol, 1,8-octanediol,
1,10-decanediol, 1,4-cyclohexanedimethanol, 1,3-cyclohexanedimethanol, 1,2-cyclohexanedimethanol, trimethylene
glycol, tetramethylene glycol, pentamethylene glycol, octamethylene glycol, diethylene glycol, dipropylene glycol, biphe-
nol, methylenebisphenol, 4,4-ethylidenebisphenol, 4,4’-methylenebis(2,6-dimethylphenol), 4,4’-methylenebis(2,6-



10

15

20

25

30

35

40

45

50

55

EP 1538 183 B1

methylphenol), 4,4'-isopropylidenebisphenol (bisphenol A), 4,4-isopropylidenebis(2-methylphenol), 4,4’-isopropyli-
denebis(2,6-dimethylphenol),  4,4’-(1-phenylethylidene)bisphenol,  4,4’-(1-phenylethylidene)bis(2-methylphenol),
4,4’-(1-phenylethylidene)bis(2,6-dimethylphenol), 4,4’-(1-methylpropylidene)bisphenol, 4,4’-(1-methylpropylidene)bis
(2-methylphenol), 4,4’-(1-methylpropylidene)bis(2,6-dimethylphenol), 4,4’-cyclopentylidenebisphenol, 4,4’-cyclopentyli-
denebis(2-methylphenol), 4,4’-cyclopentylidenebis(2,6-dimethylphenol), 4,4’-cyclohexylidenebisphenol, 4,4'-cyclohex-
ylidenebis(2-methylphenol), 4,4’-cyclohexylidenebis(2,6-dimethylphenoal), 4,4’-(3,3,5-trimethylcyclohexylidene)bisphe-
nol, 4,4'-(3,3,5-trimethylcyclohexylidene)bis(2-methylphenol), 4,4’-(3,3,5-trimethylcyclohexylidene)bis(2,6-dimethyl-
phenol), 4,4-(9H-fluorene-9-ylidene)bisphenol, 4,4’-(9H-fluorene-9-ylidene)bis(2-methylphenol), 4,4’-(9H-fluorene-9-
ylidene)bis(2,6-dimethylphenol), hydroquinone, resorcinol and 2,2-bis(2'-hydroxyethoxyphenyl)propane. These may be
used alone or in combination of two or more. Of these, from the viewpoints of availability and versatility, ethylene glycol,
1,3-trimethylene glycol, 1,4-butanediol, 4,4-isopropylidenebisphenol (bisphenol A), 4,4’-cyclohexylidenebisphenol,
4.,4'-(3,3,5-trimethylcyclohexylidene)bisphenol, 4,4’-(9H-fluorene-9-ylidene)bisphenol and 4,4’-(9H-fluorene-9-ylidene)
bis(2-methylphenol) are preferred.

[0024] lllustrative examples of the hydroxycarboxylic acid include aromatic hydroxycarboxylic acids such as p-hy-
droxybenzoic acid, p-hydroxyethoxybenzoic acid, 6-hydroxy-2-naphthoic acid and 4’-hydroxy-biphenyl-4-carboxylic acid.
These may be used alone or in combination of two or more.

[0025] As the polyester, an aromatic polyester is preferred. Specific examples thereof include a poly(ethylene tereph-
thalate), poly(1,3-trimethylene terephthalate), poly(1,4-butylene terephthalate), poly(1,4-cyclohexylenedimethylene
terephthalate), poly(ethylene-2,6-naphthalene dicarboxylate), poly(1,3-trimethylene-2,6-naphthalene dicarboxylate), po-
ly(1,4-butylene-2,6-naphthalene dicarboxylate), poly(ethyleneisophthalate-terephthalate) copolymer, poly(1,4-butyle-
neisophthalate-terephthalate) copolymer and poly(1,4-cyclohexylenedimethyleneisophthalate-terephthalate) copoly-
mer. Of these, the poly(ethylene terephthalate), poly(1,3-trimethylene terephthalate), poly(1,4-butylene terephthalate)
and poly(ethylene-2,6-naphthalene dicarboxylate) are preferred.

[0026] The above polyester preferably contains a dialkylene glycol component in an amount of not larger than 5 mol%
based on the total of all glycol components. When the amount of the component is larger than 5 mol%, the crystallinity
of the polyester deteriorates, and mechanical properties including elastic modulus may significantly deteriorate. The
amount of the dialkylene glycol component is more preferably not larger than 4 mol%, much more preferably not larger
than 3 mol%, particularly preferably not larger than 2 mol%. The layered silicate to be used in the present invention
which will be described later is hardly involved in production of the dialkylene glycol component in the polyester. Thus,
even if the polyester is polymerized in the presence of the layered silicate, the production rate of the dialkylene glycol
component can be kept low.

[0027] The molecular weight of the polyester is preferably 0.1 to 20 dL/g, more preferably 0.2 to 10 dL/g, much more
preferably 0.3 to 5 dL/g, in terms of reduced viscosity (value measured in 1.2 g/dL of phenol/1,1,2,2-tetrachloroethane
(weight ratio = 4/6) solution at 35°C).

[0028] As for the polycarbonate, a polycarbonate based on bisphenol A is preferred out of polycarbonates having a
structure that bisphenols are bonded by carbonates. lllustrative examples of bisphenols which are used include biphenol,
methylenebisphenol, 4,4’-ethylidenebisphenol, 4,4’-methylenebis(2,6-dimethylphenol), 4,4’-methylenebis(2,6-methyl-
phenol), 4,4'-isopropylidenebisphenol (bisphenol A), 4,4-isopropylidenebis(2-methylphenol), 4,4'-isopropylidenebis
(2,6-dimethylphenol), 4,4’-(1-phenylethylidene)bisphenol, 4,4’-(1-phenylethylidene)bis(2-methylphenol), 4,4’-(1-phe-
nylethylidene)bis(2,6-dimethylphenol), 4,4’-(1-methylpropylidene)bisphenol, 4,4’-(1-methylpropylidene)bis(2-methyl-
phenol), 4,4’-(1-methylpropylidene)bis(2,6-dimethylphenol), 4,4’-cyclopentylidenebisphenol, 4,4’-cyclopentylidenebis
(2-methylphenol), 4,4’-cyclopentylidenebis(2,6-dimethylphenol), 4,4’-cyclohexylidenebisphenol, 4,4’-cyclohexylideneb-
is(2-methylphenol),  4,4’-cyclohexylidenebis(2,6-dimethylphenol),  4,4'-(3,3,5-trimethylcyclohexylidene)bisphenol,
4,4'-(3,3,5-trimethylcyclohexylidene)bis(2-methylphenal), 4,4'-(3,3,5-trimethylcyclohexylidene)bis(2,6-dimethylphenol),
4,4’-(9H-fluorene-9-ylidene)bisphenol, 4,4’-(9H-fluorene-9-ylidene)bis(2-methylphenol) and 4,4'-(9H-fluorene-9-yli-
dene)bis(2,6-dimethylphenol). Of these, from the viewpoints of availability and versatility, 4,4’-isopropylidenebisphenol
(bisphenol A), 4,4’-cyclohexylidenebisphenol, 4,4’-(3,3,5-trimethylcyclohexylidene)bisphenol, 4,4’-(9H-fluorene-9-yli-
dene)bisphenol and 4,4'-(9H-fluorene-9-ylidene)bis(2-methylphenol) are preferred.

[0029] The molecular weight of the polycarbonate is preferably 0.1 to 20 dL/g, more preferably 0.2 to 10 dL/g, much
more preferably 0.3 to 5 dL/g, in terms of reduced viscosity (value measured in 1.2 g/dL of methylene chloride at 20°C).
[0030] The layered silicate (B) has an organic cation represented by the above formula (l), preferably a cation repre-
sented by the formula (I) wherein R is a group represented by the above formula (I-1), as at least a portion of cations.
The layered silicate (B) can be obtained by exchanging at least a portion of cations of a layered silicate having no organic
cation represented by the above formula (1) (hereinafter referred to as "layered silicate before cation-exchanging") with
the organic cation represented by the formula (I). The layered silicate before cation-exchanging has a cation exchanging
ability and shows a characteristic of swelling by taking in water between layers. Preferred examples thereof include a
smectite-based clay mineral, a vermiculite-based clay mineral and a mica-based clay mineral. Specific examples of the
smectite-based clay mineral include naturally occurring or chemically synthesized hectorite, saponite, stibunsite, beidellite
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and montmorillonite, and substitution products, derivatives and mixtures thereof. Further, specific examples of the mica-
based clay mineral include chemically synthesized swellable mica having, for example, an Li or Na ion between layers,
and substitution products, derivatives and mixtures thereof. Of these, the smectite-based clay mineral is preferred, and
montmorillonite is particularly preferred, because it is easily dispersed in the thermoplastic resin. These may be used
alone or in combination of two or more

[0031] Inthe present invention, the organic cation is represented by the following formula (1):

RF—L" ..
wherein R is a group represented by the following formula (I-1):

0
RC .—R?—' (1)

0

wherein Rl is a divalent hydrocarbon group having 5 to 20 carbon atoms, and R2 is a divalent hydrocarbon group having
1 to 20 carbon atoms,

an alkyl group, an aryl group or an aralkyl group. L* is an ammonium ion, a phosphonium ion or a hetero aromatic ion.
n is an integer of 1 to 5, with the proviso that when L* is an ammonium ion or a phosphonium ion, n is 4 and four Rs
may be the same or different.

[0032] Illustrative examples of Rl when R is the group represented by the above formula (I-1) include aromatic hy-
drocarbon groups such as 1,2-phenylene, 3-methyl-1,2-phenylene, 4-methyl-1,2-phenylene, 3-ethyl-1,2-phenylene, 4-
ethyl-1,2-phenylene, 3-propyl-1,2-phenylene, 4-propyl-1,2-phenylene, 3-phenyl-1,2-phenylene, 4-phenyl-1,2-phe-
nylene, 3-nitro-1,2-phenylene, 4-nitro-1,2-phenylene, 1,8-naphthalene, 1,2-naphthalene, 2,3-naphthalene, 2-methyl-
1,8-naphthalene, 3-methyl-1,8-naphthalene, 4-methyl-1,8-naphthalene, 3-methyl-1,2-naphthalene, 4-methyl-1,2-naph-
thalene,5-methyl-1,2-naphthalene, 6-methyl-1,2-naphthalene, 7-methyl-1,2-naphthalene, 8-methyl-1,2-naphthalene, 1-
methyl-2,3-naphthalene, 5-methyl-2,3-naphthalene and 6-methyl-2,3-naphthalene; and alicyclic hydrocarbon groups
such as 1,2-cyclopentylene, 3-methyl-1,2-cyclopentylene, 4-methyl-1,2-cyclopentylene, 1,2-cyclohexylene, 3-methyl-
1,2-cyclohexylene, 4-methyl-1,2-cyclohexylene, 3-ethyl-1,2-cyclohexylene, 4-ethyl-1,2-cyclohexylene, 3-propyl-1,2-cy-
clohexylene, 4-propyl-1,2-cyclohexylene, 3-phenyl-1,2-cyclohexylene and 4-phenyl-1,2-cyclohexylene. These may be
used alone or in combination of two or more.

[0033] Illlustrative examples of R2 include hydrocarbon groups such as methylene, ethylene, 1,3-trimethylene, 1,4-
tetramethylene, 1,5-pentamethylene, 1,2-cyclopentylene, 1,3-cyclopentylene, 1,6-hexamethylene, 1,2-cyclohexylene,
1,3-cyclohexylene, 1,4-cyclohexylene,1,7-heptamethylene, 1,8-octamethylene, 1,9-nonamethylene, 1,10-decamethyl-
ene, 1,11-undecamethylene, 1,12-dodecamethylene, 1,13-tridecamethylene, 1,14-tetradecamethylene, 1,15-penta-
decamethylene, 1,16-hexadecamethylene, 1,17-heptadecamethylene, 1,18-octadecamethylene, 1,19-nonadecameth-
ylene and 1,20-decadecamethylene. These may be used alone or in combination of two or more

[0034] lllustrative examples of the alkyl group represented by R include linear alkyl groups such as methyl, ethyl,
propyl, butyl, pentyl, hexyl, heptyl, octyl, nonyl, decyl, undecyl, dodecyl, tridecyl, tetradecyl, pentadecyl, hexadecyl,
heptadecyl, octadecyl, nonadecyl and decadecyl; and alicyclic alkyl groups such as cyclopropyl, cyclobutyl, cyclopentyl,
cyclohexyl, cycloheptyl, cyclooctyl, cyclononyl, cyclodecyl, norbornyl and bicycloundecyl.

[0035] llustrative examples of the aryl group represented by R include phenyl, tolyl and xylyl.

[0036] lllustrative examples of the aralkyl group represented by R include benzyl, phenylethyl, phenylpropyl, phenyl-
butyl, phenylpentyl, phenylhexyl, phenylheptyl, phenyloctyl, phenylnonyl, phenyldecyl, phenylundecyl, phenyldodecyl,
phenyltridecyl, phenyltetradecyl, phenylpentadecyl, phenylhexadecyl, phenylheptadecyl, phenyloctadecyl, phenylnon-
adecyl and phenyldecadecyl.

[0037] The above alkyl group, aryl group and aralkyl group may be substituted by a substituent such as a hydroxy
group, an alkoxy group, a phenoxy group, an ester group or a carboxylic group.

[0038] Suitable examples of alkyl, aryl and aralkyl groups substituted by the substituents include the following groups
and isomers thereof. In the following formulae, a and b are an integer of 1 to 30 that the number of carbon atoms in the
group is 30 or less, preferably 20 or less, more preferably 15 or less, particularly preferably 10 or less.
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[0039] The above substituents may be used alone or in combination of two or more.

[0040] [llustrative examples of the ion represented by L* when n = 1 include cations derived from amine derivatives
such as ammonia, methylamine, ethylamine, propylamine, butylamine, pentylamine, hexylamine, heptylamine, oc-
tylamine, nonylamine, decylamine, undecylamine, dodecylamine, dimethylamine, diethylamine, dipropylamine, dib-
utylamine, dipentylamine, dihexylamine, diheptylamine, dioctylamine, dinonylamine, didecylamine, diundecylamine, di-
dodecylamine, trimethylamine, triethylamine, tripropylamine, tributylamine, tripentylamine, trihexylamine, triheptylamine,
trioctylamine, trinonylamine, tridecylamine, triundecylamine and tridodecylamine; cations derived from phosphine de-
rivatives such as trimethylphosphine, triethylphosphine, tripropylphosphine, tributylphosphine, tripentylphosphine, tri-
hexylphosphine, triheptylphosphine, trioctylphosphine, trinonylphosphine, tridecylphosphine, triphenylphosphine and
tritolylphosphine; cations derived from pyridine derivatives such as pyridine, methylpyridine, ethylpyridine, dimethylpy-
ridine, hydroxypyridine and dimethylaminopyridine; cations derived from imidazole derivatives such as imidazole, meth-
ylimidazole, dimethylimidazole, ethylimidazole and benzimidazole; cations derived from pyrazole derivatives such as
pyrazole, methylpyrazole, dimethylpyrazole, ethylpyrazole and benzpyrazole; cations derived from triazole derivatives
such as triazole, methyltriazole, dimethyltriazole, ethyltriazole and benztriazole; and cations derived from tetrazole de-
rivatives such as tetrazole, methyltetrazole, dimethyltetrazole, ethyltetrazole and benztetrazole. Further, illustrative ex-
amples of the ion represented by L* when n = 2, 3, 4 and 5 include derivatives resulting from reducing the number of
substituents such as hydrogen, an alkyl group and a phenyl group contained in the above derivatives by 1, 2, 3 and 4,
respectively. More specifically, the following structures are available according to n.

whenn = 2:
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whenn =3:

| Nuen”
\@ \@ \@ \N/\N/ TN=NT )\ —
—PMe,  ZPE,  PPh, \fl‘) S @9\) TNoN ?

\N—NX/ ‘ N N
4%\ ’ N . | \=Gr=/ , )==N’

when n =4:
—p—  N@ N > 1@
| = /N . /N>\ ’
. /l\ N
NN NN
N= R =
whenn =5:

[0041] Of these, organic cations derived from the phosphine, pyridine, imidazole, pyrazole and amine derivatives are
preferred because they have high heat-resistance and are easily available, and the cations derived from the imidazole
derivatives are particularly preferred. These may be used alone or in combination of two or more.

[0042] As a method of cation-exchanging the layered silicate with the organic cation, a conventionally known method
can be used. For example, a solution obtained by dispersing the layered silicate before cation-exchanging in water and
a solution of a compound comprising the organic cations and pairing anions are mixed together by agitation, and the
layered silicate is then separated from the medium by a method such as filtration or centrifugal separation and washed.
By this method, at least a portion of cations such as sodium contained in the layered silicate before cation-exchanging
is substituted with the organic cations, thereby obtaining the layered silicate cation-exchanged with the organic cations.
[0043] It can be known that the layered silicate has been cation-exchanged with the organic cations, from a change
in a distance between layers of the layered silicate between before and after cation-exchanging and from a change in
an exchange rate (cation exchange rate) between the cations contained in the layered silicate and the organic cations
between before and after cation-exchanging.

[0044] The change in the distance between the layers between before and after cation-exchanging can be easily
measured from a change in a diffraction angle derived from diffraction between the layers by measurement such as X-
ray diffraction . The cation exchange percentage in the present invention can be determined from the following formula
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(VI) once the change in the distance between the layers is confirmed.

Cation Exchange Percentage (%) = {WE/(1 -
WE)}/ (Morg/Msi) X 100 ... (VI) o

(Wf represents a weight reduction ratio of the layered silicate measured by a thermogravimetric analysis from 120° C
to 800°C at a temperature increasing rate of 20°C/min, M, represents the molecular weight of the imidazolium ion,
and Mg; represents a molecular weight of the layered silicate per charge. The molecular weight per charge in the layered
silicate is a value calculated by a reciprocal of the cation exchange capacity (unit: gram equivalent or eq/100 g) of the
layered silicate.)

[0045] The cation exchange rate is preferably 50 to 200%. When the cation exchange rate is low, dispersibility of the
layered silicate when mixed with the thermoplastic resin may be low. Meanwhile, when the cation exchange rate is too
high, the content of organic onium cation in the cation-exchanged layered silicate becomes so high that the properties
of the thermoplastic resin are rather impaired. When the cation exchange rate used is higher than 100%, it is conceived
that an intermolecular force such as hydrogen bonding works between the organic onium ions. The cation exchange
rate is more preferably 55 to 170%, much more preferably 60 to 150%, particularly preferably 63 to 130%.

[0046] The cation-exchanged layered silicate preferably has a thermal decomposition temperature of 310° C or higher.
The thermal decomposition temperature is a temperature when a reduction in weight measured by a thermogravimetric
analysis in a nitrogen atmosphere at atemperature increasing rate of 20°C/min is 5 wt%. When the thermal decomposition
temperature is lower than 310°C, the layered silicate is liable to be decomposed when mixed with the thermoplastic
resin, and the properties of the composition may be significantly degraded. The thermal decomposition temperature is
more preferably 320°C or higher, much more preferably 330°C or higher, particularly preferably 340°C or higher.
[0047] The thermoplastic resin composition for producing the film of the present invention comprises the above ther-
moplastic resin (A) and the above cation-exchanged layered silicate (B), and the amount of the cation-exchanged layered
silicate is 0.1 to 10 parts by weight in terms of ash content based on 100 parts by weight of the thermoplastic resin.
When the amount of the cation-exchanged layered silicate is too small, such effects as an improvement in mechanical
properties and an improvement in dimensional stability by addition of the layered silicate are not exhibited, while when
the amount is too large, the layered silicate forms large agglomerates and therefore degrades the above physical
properties, or even if the silicate manages to disperse, the viscosity of the composition becomes so high that moldability
deteriorates undesirably. The amount of the cation-exchanged layered silicate, in terms of the amount of an inorganic
component or ash, is preferably 0.3 to 8 parts by weight, more preferably 0.5 to 7 parts by weight, much more preferably
0.8 to 6 parts by weight, based on 100 parts by weight of the thermoplastic resin. The weight ratio between the thermo-
plastic resin and the ash of the cation-exchanged layered silicate can be determined from a change in the weight of the
film between before and after thermal decomposition by use of a thermogravimetric analysis. More specifically, the
thermoplastic resin and the organic cations of the layered silicate are completely decomposed by heating at about 800°
C, and only the inorganic component of the layered silicate remains after the decomposition. Thus, the weight ratio in
terms of the inorganic component or ash can be determined from the weight loss after the decomposition.

[0048] In the film of the present invention, the cation-exchanged layered silicate is preferably dispersed in the ther-
moplastic resin as a matrix in small number of layers. More specifically, the thickness in a cross sectional direction of
the layered silicate can be calculated by use of the diffraction angle and full width of half maximum intensity of a diffraction
peak attributable to diffraction between the layers of the layered silicate by X-ray diffraction.

[0049] As amethod of determining the thickness from the full width of half maximum intensity, the following Scherrer’s
formula is used.

D = K°X/Bcose

D: size of crystallite

A:wavelength of measuring X-ray

B: full width of half maximum intensity
0: Bragg angle of diffraction line

K: Scherrer constant

[0050] The thus obtained thickness of the layered silicate in the film cross sectional direction is preferably 3 to 100
nm. When the layered silicate is exfoliated to a single layer, the thickness cannot be detected by the method. However,
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it is sufficient for the object of the present invention if it can be confirmed in the above measurement that the thickness
is 3 to 100 nm. As for the thickness of the layered silicate, a exfoliated silicate may be contained in the composition as
long as film formability and flowability are not impaired. When the thickness in the film cross sectional direction of the
layered silicate is smaller than 3 nm, the layered silicate has two layers or less and is difficult to disperse. Meanwhile,
when the thickness of the layered silicate is larger than 100 nm, dispersion is insufficient, so that the effect of improving
physical properties by dispersing the layered silicate becomes small. The thickness of the layered silicate in the film
cross sectional direction is more preferably 4 to 50 nm, much more preferably 5to 30 nm, particularly preferably 6 to 15 nm.
[0051] A method for producing the film of the present invention is not limited to a particular method, and a conventionally
known method is used. lllustrative examples of the method are a melt extrusion method such as a method comprising
polymerizing the thermoplastic resin in the presence of the cation-exchanged layered silicate so as to produce the
thermoplastic resin composition and melt-extruding the composition from a T die and a method comprising mixing the
cation-exchanged layered silicate and the thermoplastic resin together by use of a twin-screw extruder or the like and
melt-extruding the mixture from a T die, and a solution casting method such as a method comprising dissolving the
cation-exchanged layered silicate and the thermoplastic resin in a medium such as a solvent so as to prepare a solution,
casting the solution and then removing the solvent. Of these, the melt extrusion method is preferred from the viewpoint
of high productivity. The temperature at which the film is produced by the melt extrusion method preferably ranges from
the glass transition temperature of the thermoplastic resin to 350°C, more preferably from (the glass transition temperature
+50)° C to 330° C, much more preferably from (the glass transition temperature + 80)°C to 320° C. When the temperature
is much lower than the glass transition temperature, mixing becomes difficult undesirably, while when the temperature
is much higher than 350° C, decomposition of the thermoplastic resin may become intense. Further, the retention time
at the above temperature is preferably 1 minute to 10 hours, more preferably 1 minute to 8 hours, much more preferably
1 minute to 6 hours. When the retention time is too short, mixing is insufficient and the layered silicate is not dispersed
easily, while when it is too long, thermal degradation of the thermoplastic resin may become liable to occur. The above
layered silicate used in the present invention has high dispersibility in the thermoplastic resin. Thus, a film having excellent
dispersibility can be obtained.

[0052] The film of the present invention is preferably monoaxially or biaxially oriented. Orientation can be evaluated
independently on the thermoplastic resin and the layered silicate by X-ray diffraction of the film, observation of the film
under a transmission electron microscope, et al.

[0053] In X-ray diffraction when X-ray is irradiated in a perpendicular direction of a cross section of the film, an
orientation factor f which corresponds to a diffraction peak with the highest intensity among diffractions from the layered
silicate preferably satisfies the following formula (I1):

0.6 <€ =<1 ... (II)

wherein

3<cos?Pp> - 1

2 ’
S I(p)cos?psingdd -

<cos?p> =

T/2
So I(¢)sip¢d¢_

@represents an azimuthal angle (degree), and 1(¢g) represents diffraction intensity at the azimuthal angle .

[0054] The orientation factor f in the above formula (ll) is a generally used indicator which expresses the degree of
orientation of, for example, crystals of a polymer, and it is described on, for example, page 1,604 in Ran et al., Polymer,
Vol. 42, pages 1,601 to 1,612 (2001). When the orientation factor f fails to satisfy the above formula (II) with respect to
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the orientation of the layered silicate, the effects of improving mechanical properties such as elastic modulus and di-
mensional stability which are expected by addition of the layered silicate may not be exerted sufficiently. In the above
formula (l1), the value of f more preferably satisfies 0.7 = f = 1, much more preferably 0.8 = f = 1, particularly preferably
085=f=1.

[0055] Further, in X-ray diffraction when X-ray is irradiated in a perpendicular direction of a cross section of the film,
an orientation factor f which corresponds to a diffraction peak with the highest intensity among diffractions from crystals
of the polyester preferably satisfies the following formula (11'):

0.3 £f=<1 ... (II')

wherein f is the same as defined above.

[0056] When the orientation factor f fails to satisfy the above formula (II') with respect to orientation of the polyester,
the effect of improving mechanical properties such as elastic modulus which is expected by addition of the layered
silicate may not be exerted sufficiently. In the above formula (II'), the value of f more preferably satisfies 0.4 = f = 1,
much more preferably 0.5 = f = 1, particularly preferably 0.6 = f = 1.

[0057] A production method of the thermoplastic film which satisfies the above formula (I1) or formulae (1) and (II') is
not particularly limited as long as it is a method which satisfies the above formula (1) or formulae (II) and (II'). It is suitably
achieved by stretching the film of the present invention. A suitable stretching method can be a method of monoaxially
or biaxially stretching the film sequentially or simultaneously. More specifically, the stretch temperature preferably ranges
from the glass transition point of the thermoplastic resin to (the glass transition point + 100°C), more preferably from the
glass transition point of the thermoplastic resin to (the glass transition point + 80° C), much more preferably from the
glass transition point to (the glass transition point + 70°C). When the stretch temperature is too low or too high, it may
become difficult to produce a uniform film. Further, the stretch ratio is preferably 1.1 to 100 times, more preferably 1.3
to 90 times, much more preferably 1.5 to 80 times. When the stretch ratio is too low, it may become difficult to orient the
thermoplastic resin or the layered silicate. Meanwhile, when the stretch ratio is too high, the film may become liable to
break. The stretch ratio in the present invention is a value represented by (area of film after stretching)/(area of film
before stretching). Further, the stretch rate is preferably 0.01/min to 10,000/min, more preferably 0.05/min to 8,000/min,
much more preferably not higher than 5,000/min. When the stretch rate is lower than 0.01/min, an oriented state is
relaxed during stretching and may not be able to be retained. Meanwhile, when the stretch rate is higher than 10,000/min,
the film may become liable to break. The stretch rate in the present invention is a value represented by (area of film
after stretching)/(area of film before stretching)/time(min)

[0058] Further, in the present invention, in the orientation of the layered silicate, the shape of the layered silicate
observed from a cross section of the film preferably satisfies the following formula (111):

120° < (ZACB)ave < 180° ... (III)

wherein A, B and C are points in one layered silicate, A and B are both end points in a longitudinal direction of the layered
silicate, C is the farthest point from the straight line connecting A to B, DACB is an angle (°) formed by the line AC and
the line BC, and (OACB)ave is the average of JACB which is obtained from 10 layered silicates with the first to tenth
largest distances between the points A and B that are contained in a cross sectional area of 10 wmZ2. The above 10
layered silicates contained in the cross sectional area of 10 um2 preferably have a distance between the points A and
B of at least 100 nm.

[0059] The points A to C and JACB in the above formula (Ill) are exemplified in attached Fig. 1.

[0060] When (OACB)ave deviates from the range of the above formula (ll1), the effect of improving elastic modulus
by the layered silicate may become difficult to be exerted. (JABC) ave more preferably satisfies 130° = (JABC ) ave
= 180°, much more preferably 140° = (JABC) ave = 180°, particularly preferably 150° = (JOABC) ave = 180°.
[0061] Further, asinthe above case, the shape of the cation-exchanged layered silicate observed from a cross section
of the film preferably satisfies the following formula (1V):

0 = O(4ZA*B D*E) =< 16 ... (1IV)

wherein A and B are points in one layered silicate and end points in a longitudinal direction of the layered silicate, A*B
is the straight line connecting the point A to the point B, D*E is a reference straight line prepared on the cross section
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of the film, OA*B D*E is an acute angle (°) formed by A*B and D*E, and o(CA*B D*E) is the standard deviation of JA*B
D*E which is determined for 10 layered silicates with the first to tenth largest distances between the points A and B that
are contained in a cross sectional area of 10 pm?2,

[0062] The points A to E and OA*B D*E in the above formula (IV) are exemplified in attached Fig. 2.

[0063] One reference straight light D*E is prepared for layered silicates in the cross sectional area of 10 um? of the
film of the present invention. D*E is a line which forms an angle together with A*B of each layered silicate, and where
D*E is prepared is not particularly limited as long as it exists on the same plane (or the same film cross section) as A*B.
[0064] When o(0JA*B D*E) deviates from the range of the above formula (1V), the effect of improving elastic modulus
by the layered silicate may become difficult to be exerted. o(CJA*B D*E) more preferably satisfies 0 = g(JA*B D*E) =
12, much more preferably 0 = o(0A*B D*E) = 10, particularly preferably 0 = o(0A*B D*E) = 8.

[0065] Further, it is more preferable to satisfy the above formulae (111) and (V) simultaneously.

[0066] A production method of the film which satisfies the above formula (l11) or (V) is not particularly limited as long
as it is a method which satisfies the above formula (Ill) or (IV). It is suitably achieved by forming and stretching the film
of the present invention. As a suitable stretching method, a method of monoaxially or biaxially stretching the film se-
quentially or simultaneously can be named. More specifically, the stretch temperature preferably ranges from the glass
transition point of the thermoplastic resin to (the glass transition point + 90° C), more preferably from the glass transition
point of the thermoplastic resin to (the glass transition point + 70° C), much more preferably from the glass transition
point to (the glass transition point + 60°C). When the stretch temperature is too low or too high, it may become difficult
to produce a uniform film. The stretch ratio is preferably 1.2 to 100 times, more preferably 1.4 to 90 times, much more
preferably 1.6 to 80 times. When the stretch ratio is too low, it is difficult to orient the layered silicate so as to satisfy at
least one of the above formulae (l1l) and (V) undesirably. Meanwhile, when the stretch ratio is too high, the film may
become liable to break. Further, the stretch rate is preferably 0.001/min to 10,000/min, more preferably 0.005/min to
8,000/min, much more preferably 0.01/min to 5,000/min. When the stretch rate is lower than 0.001/min, an oriented state
is loosened during stretching and cannot be retained undesirably. Meanwhile, when the stretch rate is higher than
10,000/min, the film may become liable to break. In addition, when the film of the present invention is a polyester film,
crystals of the polyester are preferably heat-set by a heat treatment after production or orientation by stretching of the
film. The heat treatment temperature preferably ranges from the glass transition point of the polyester to the melting
point of the polyester, more preferably from (the glass transition point + 20°C) to (the melting point - 10°C), much more
preferably from (the glass transition point + 30°C) to (the melting point - 20°C). Further, the heat treatment time is
preferably 1 second to 10 minutes, more preferably 5 seconds to 9 minutes, much more preferably 10 seconds to 8
minutes. Further, during the heat treatment, it is preferable to hold the film so as to prevent loosening of orientation from
occurring.

[0067] The thus obtained film is excellent in mechanical properties and dimensional stability and can be widely used
in a variety of applications, e.g., for electric and electronic materials including a magnetic recording medium, an electronic
mount board and a capacitor, for packing, for medical use and for various industrial materials.

[0068] As described above, the thermoplastic resin composition for producing the film of the present invention uses
a thermoplastic polyester or a thermoplastic aromatic polycarbonate as the thermoplastic resin. According to the studies
made by the present inventor(s), it has been found that a resin composition containing a specific layered silicate out of
the above layered silicates is excellent in heat resistance, a gas barrier property, flame retardancy, elasticity and tenacity
and used in productions of various molded articles, fibers and films even when using various other thermoplastic resins
in place of the above thermoplastic resins.

[0069] Thus, according to the present invention, as described above, a thermoplastic resin composition is provided
that comprises 100 parts by weight of the thermoplastic resin (A’) and 0.1 to 10 parts by weight in terms of ash content
of the layered silicate having, as at least a portion of cations, the organic cation represented by the above formula (I)
wherein at least one of Rs is represented by the above formula (I-1).

[0070] [llustrative examples of the thermoplastic resin include a polyolefin such as a polyethylene, a polypropylene
and a polystyrene, a polyarylate, a polyamide, a polyimide, a polyetherimide, a polyether, a polyketone, a polyetherketone,
a polysulfide, a polysulfone and a polyethersulfone, in addition to the aforementioned polyester and aromatic polycar-
bonate. Of these, the polyester, aromatic polycarbonate, polyamide, polyimide, polyetherketone, polyether, polysulfide,
polysulfone and polyethersulfone are preferred since these can particularly cause a layered silicate having high heat
resistance to exhibit its properties.

[0071] [llustrative examples of the polyamide include a condensation product obtained from a diamine and a carboxylic
acid or an aminocarboxylic acid.

[0072] [lllustrative examples of suitable compounds of the diamine include aliphatic diamines such as methylene
diamine, ethylene diamine, trimethylene diamine, tetramethylene diamine, pentamethylene diamine, hexamethylene
diamine, heptamethylene diamine, octamethylene diamine, nonamethylene diamine, decamethylene diamine, undecam-
ethylene diamine, dodecamethylene diamine, tridecamethylene diamine, tetradecamethylene diamine, pentadecame-
thylene diamine, hexadecamethylene diamine, heptadecamethylene diamine, octadecamethylene diamine, nonadecam-
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ethylene diamine and decadecamethylene diamine; and aromatic diamines such as o-phenylene diamine, m-phenylene
diamine, p-phenylene diamine, 2,2’-diamino biphenyl, 3,3’-diamino biphenyl, 4,4’-diamino biphenyl, 3,4’-diamino biphe-
nyl, 2,2’-diamino diphenyl ether, 3,3’-diamino diphenyl ether, 4,4’-diamino diphenyl ether, 3,4’-diamino diphenyl ether,
2,2'-diamino diphenyl ketone, 3,3’-diamino diphenyl ketone, 4,4’-diamino diphenyl ketone, 3,4’-diamino diphenyl ketone,
2,2'-diamino diphenyl methane, 3,3’-diamino diphenyl methane, 4,4’-diamino diphenyl methane and 3,4’-diamino diphe-
nyl methane.

[0073] Suitable examples of the dicarboxylic acid include aromatic dicarboxylic acids such as terephthalic acid, iso-
phthalic acid, ortho-phthalic acid, chlorphthalic acid, nitrophthalic acid, 2,5-naphthalenedicarboxylic acid, 2,6-naphtha-
lenedicarboxylic acid, 2,7-naphthalenedicarboxylic acid, 1,5-naphthalenedicarboxylic acid, 4,4’-biphenyldicarboxylic ac-
id, 2,2'-biphenyldicarboxylic acid, 4,4'-diphenyl ether dicarboxylic acid, 4,4’-diphenylmethanedicarboxylic acid, 4,4'-
diphenylsulfonedicarboxylic acid, 4,4’-diphenylisopropylidenedicarboxylic acid, 1,2-bis(4-carboxyphenoxy)-ethane and
5-sodium sulfoisophthalate; aliphatic dicarboxylic acids such as oxalic acid, succinic acid, adipic acid, suberic acid,
azelaic acid, sebacic acid, dodecanedioic acid, octadecanedicarboxylic acid, dimer acid, maleic acid and fumaric acid,;
and alicyclic dicarboxylic acids such as 1,4-cyclohexanedicarboxylic acid.

[0074] Suitable examples of the aminocarboxylic acid include aminoacetic acid, 2-aminopropionic acid, 3-aminopro-
pionic acid, 2-aminobutyric acid, 3-aminobutyric acid, 4-aminobutyric acid, 5-aminopentanoic acid, 6-aminohexanoic
acid, 7-aminoheptanoic acid, 8-aminooctanoic acid, 9-aminononanoic acid, 10-aminodacanoic acid, 11-aminoundeca-
noic acid and 12-aminododecanoic acid. These may be used alone or in admixture of two or more.

[0075] llustrative examples of the polyimide and polyetherimide include semi-aromatic polyimides such as a poly
(ethylenepyromellitimide), a poly(butylenepyromellitimide), a poly(hexamethylenepyromellitimide), a poly(octamethyl-
enepyromellitimide), a poly(dodecamethylenepyromellitimide), a poly(trimethylhexamethylenepyromellitimide) and a po-
ly(isophoronylenepyromellitimide); and a polyetherimide (product of GE Plastics Co. , Ltd., trade name: ULTEM). These
may be used alone or in admixture of two or more.

[0076] As the polyether, a conventionally known polyether having recurring units in which aromatic groups are con-
nected by an ether linkage can be used. lllustrative examples of such a polyether include a poly(1,4-phenylene)ether,
a poly(2,6-dimethyl-1,4-phenylene)ether, a poly(2-methyl-6-ethyl-1,4-phenylene)ether, a poly(2,6-diethyl-1,4-phe-
nylene)ether, a poly(2-ethyl-6-n-propyl-1,4-phenylene)ether, a poly(2,6-di-n-propyl-1,4-phenylene)ether, a poly(2-me-
thyl-6-n-buthyl-1,4-phenylene)ether, a poly(2-ethyl-6-isopropyl-1,4-phenylene)ether, a poly(2-methyl-6-chloroethyl-1,4-
phenylene)ether and a poly(2-methyl-6-hydroxyethyl-1,4-phenylene)ether. These may be used alone or in admixture of
two or more.

[0077] As the polyetherketone, conventionally known polyetherketones described in U.S. Patent Nos. 3,953,400,
4,320,224 and 4,709,007 can be used. lllustrative examples of the polyetherketone include polyetherketones having at
least one of recurring units represented by the following formulae.

OO

O

and
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[0078] These may be used alone or in admixture of two or more.

[0079] As the polysulfide, a conventionally known polysulfide having recurring units in which aromatic groups are
connected by a sulfide linkage can be used. An example of such a polysulfide is a poly(1,4-phenylene)sulfide. As the
polysulfone and polyethersulfone, conventionally known polysulfone and polyethersulfone in which a diphenylsulfone
unit forms a portion of the main chain of the polymer can be used. lllustrative examples of the polysulfone and poly-
ethersulfone include those having at least one of recurring units represented by the following formulae.

and

S0,

[0080] These may be used alone or in admixture of two or more.

[0081] Further, the layered silicate having, as at least a portion of cations, the organic cation represented by the above
formula (1) wherein at least one of Rs is represented by the above formula (I-1) is as described above. Further, it is to
be understood that the above description is directly applied to what is not described herein.

[0082] In the thermoplastic resin composition of the present invention, the layered silicate preferably has the organic
cation such that a cation exchange percentage (%) represented by the following formula (V1) is 50 to 200.

Cation Exchange Percentage (%) = {WE/(1 -
Wf}) }/(Morg/Msi) x 100 ... (VI) . .

(Wf represents a weight reduction ratio of the layered silicate measured by a thermogravimetric analysis from 120° C
to 800° C at a temperature increasing rate of 20°C/min, M4 represents the molecular weight of the imidazolium ion,
and Mg; represents a molecular weight of the layered silicate per charge. The molecular weight per charge in the layered
silicate is a value calculated by a reciprocal of the cation exchange capacity (unit: gram equivalent or eq/100 g) of the
layered silicate.)

[0083] Further, asthe modified layered silicate, a modified layered silicate having a thermal decomposition temperature
of not lower than 310°C is preferably used. More specifically, the layered silicate is preferably smectite, vermiculite or
mica in which at least a portion of cations has been replaced by the organic cation.

[0084] Further, the above layered silicate used in the above thermoplastic resin composition has, as at least a portion
of cations, an organic cation represented by the following formula:
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R N—R?— L*(R)n-1
0

wherein R! is a divalent hydrocarbon group having 5 to 20 carbon atoms, R2 is a divalent hydrocarbon group having 1
to 20 carbon atoms, R’ is a group represented by the following formula (I-1):

o)
R —R2— (1)
o

wherein R1 and R2 are the same as defined above, an alkyl group, an aryl group or an aralkyl group, L* is an ammonium
ion, a phosphonium ion or a hetero aromatic ion, and nis 1 to 5.

[0085] The layered silicate is a novel compound provided by the present invention.

[0086] The layered silicate is an example of the layered silicate represented by the above formula (1), and it is to be
understood that the above description is directly applied to what is not described herein.

[0087] Ofthese layered silicates, a layered silicate is preferred that has the organic cation such that a cation exchange
percentage (%) represented by the following formula (V1) is 50 to 200.

Catibn'Exéhéﬁge Petcentage (%) = {WE£/(1 -
Wf)}/(Morg/Msi) x.J.OO ee. (VI)

(Wf represents a weight reduction ratio of the layered silicate measured by a thermogravimetric analysis from 120° C
to 800° C at a temperature increasing rate of 20°C/min, Morg represents the molecular weight of the imidazolium ion,
and Mg; represents a molecular weight of the layered silicate per charge. The molecular weight per charge in the layered
silicate is a value calculated by a reciprocal of the cation exchange capacity (unit: gram equivalent or eq/100 g) of the
layered silicate.) Further, the layered silicate preferably has a thermal decomposition temperature of not lower than
310° C and is preferably smectite, vermiculite or mica in which at least a portion of cations has been replaced by the
organic cation.

Examples

[0088] Hereinafter, the present invention will be further described by use of Examples. However, the present invention
shall not be limited by these Examples in any way.

(1) Layered silicate: Montmorillonite (product of KUNIMINE CO., LTD., KUNIPIA F (cation exchange capacity: 0.109
€g/100g)) was used. The distance between layers was 12.6 A. The molecular weight per fl charge in the cation
portion of the layered silicate was 917.

(2) Cation Exchange Percentage: The cation exchange percentage was calculated, by use of the following formula
(VI), from a weight reduction rate from 120° C to 800° C when the layered silicate was heated to 800° C in a nitrogen
atmosphere at 20° C/min by use of a thermogravimetric analysis TG8120 of RIGAKU CO., LTD.

Cation Exchange Percentage (%) = {Wf/(1 -
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WE)}/ (Morg/Mss) % 100 ... (VI).

(Wf represents a weight reduction ratio of the layered silicate measured by a thermogravimetric analysis from 120°
C to 800°C at a temperature increasing rate of 20° C/min, Morg represents the molecular weight of the imidazolium
ion, and Mg; represents a molecular weight of the layered silicate per charge. The molecular weight per charge in
the layered silicate is a value calculated by a reciprocal of the cation exchange capacity (unit: gram equivalent or
€q/100 g) of the layered silicate.)

(3) Weight Ratio of Thermoplastic Resin to Layered silicate in terms of Ash in Resin Composition: The weight ratio
was calculated from a weight loss when the layered silicate was heated to 800°C in the air at 20°C/min by use of a
thermogravimetric analysis TG8120 of RIGAKU CO., LTD.

(4) Thermal Decomposition Temperature: The temperature at which weight loss of 5 wt% was observed when the
layered silicate was heated to 800°C in a nitrogen atmosphere at 20°C/min by use of a thermogravimetric analysis
TG8120 of RIGAKU CO., LTD. was determined.

(5) Thickness in Cross Sectional Direction of Layered silicate: The thickness in a cross sectional direction of the
layered silicate was calculated from the following Scherrer’s formula by use of the diffraction angle and full width of
half maximum intensity of a diffraction peak attributable to diffraction between the layers of the layered silicate by
X-ray diffraction by use of a powder X-ray diffractometer RAD-B of RIGAKU CO., LTD.

D = K'A/ﬁcoée

D: size of crystallite

A: wavelength of measuring X-ray

(: full width of half maximum intensity
0: Bragg angle of diffraction line

K: Scherrer constant (calculated as 0.9)

(6) Reduced Viscosity (nsp/C): The reduced viscosity was measured at a concentration of 1.2 g/dL and atemperature
of 35°C by use of a solution of phenol/tetrachloroethane (weight ratio = 4:6).

(7) Tensile Modulus: The tensile modulus was measured by use of UCT-1T of ORIENTECH CO., LTD.

(8) Linear Expansion Coefficient: The value of a linear expansion coefficient at 30 to 150°C was measured by use
of TMA2940 of TA Instruments Co., Ltd.

(9) Orientation Factor f: X-ray (Cu-ka radiation) was irradiated from a direction perpendicular to the cross sectional
direction of the film by use of a powder X-ray diffractometer RAD-B of RIGAKU CO., LTD. The orientation factor f
was determined for a diffraction peak derived from the layered silicate.

(10) Distance between Layers of Layered silicate and Average Number of Layers: The distance between layers of
the layered silicate and the average number of layers were calculated from a diffraction peak point in the same
manner as in (5) by use of a powder X-ray diffractometer RAD-B of RIGAKU CO., LTD.

(11) Evaluation of Shape of Layered silicate: The shape of the layered silicate was observed from the cross sectional
direction of the film by use of a transmission electron microscope H-800 of Hitachi, Ltd.

Reference Example 1 Synthesis of Phthalimidedecamethyleneimidazolium Bromide (following formula)

[0089]

0

N"(CHz)w.—N/\NH

Br
e}

[0090] 85 parts by weight of phthalimide potassium, 1,008 parts by weight of 1,10-dibromodecane and 430 parts by
weight of (fully dehydrated) dimethyl formamide were charged into a flask, stirred, and heated at 100°C for 20 hours.
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After heating, volatile components were all removed, and the residue was extracted with xylene. Volatile components
were distilled off from the extracted solution, and the residue was left to stand at room temperature so as to obtain
crystals of 10-bromodecamethylphthalimide. 3.5 parts by weight of 10-bromodecamethylphthalimide and 0.7 parts by
weight of imidazole were charged into a flask and heated at 100° C for 10 hours so as to obtain phthalimidedecameth-
yleneimidazolium bromide.

Example 1: Synthesis of Cation-Exchanged Layered silicate

[0091] 5.0 parts by weight of montmorillonite and 400 parts by weight of water were charged into a flask and stirred
under heating at 50°C. To the mixture, a solution obtained by dissolving 3.7 parts by weight of phthalimidedecamethyl-
eneimidazolium bromide in 50 parts by weight of methanol was added, and the mixture was further stirred at 50° C for
3 hours. Solids were separated from the mixture by filtration, washed with water and methanol alternately three times
each and then dried so as to obtain a cation-exchanged layered silicate (abbreviated as IC10I-M). The cation exchange
rate of IC101-M was 127%, the thermal decomposition temperature was 338°C, and the distance between layers was
26.8 A.

Example 2: Polymerization of Composition

[0092] 250 parts by weight of 2,6-bis(hydroxyethyl)naphthalene dicarboxylate, 22 parts by weight of the layered silicate
IC10I-M obtained in Example 1 and 0.04 parts by weight of antimony trioxide were charged into a flask and heated from
230°C to 290°C over 2 hours at a normal pressure under agitation. Then, the pressure was reduced from the normal
pressure to 0.5 Torr over 1 hour at 290°C, and the mixture was polymerized at the pressure for 1 hour so as to give a
composition comprising a poly(ethylene-2,6-naphthalenedicarboxylate) and the layered silicate. The weight ratio between
the poly(ethylene-2,6-naphthalenedicarboxylate) and the layered silicate in terms of ash in the composition was 100:7.
The melting point of the composition was 265°C, and its reduced viscosity was 0.56 dL/g.

Example 3

[0093] 2,240 parts by weight of poly(ethylene-2,6-naphthalate) (reduced viscosity: 0.78 g/dL) and 860 parts by weight
of the composition obtained in Example 2 were mixed together and dried at 170°C for 6 hours. The mixture was fed to
an extruder, melt-kneaded at a melt temperature of 300° C and extruded onto a cooling drum of 80° C from a 1-mm-
wide slit die so as to give a film. The properties of the obtained film are shown in Table 1. Further, a photograph of the
film observed from a cross sectional direction is shown in Fig. 3.

Example 4

[0094] The film obtained in Example 3 was stretched to 3.6 times in a longitudinal direction and to 3.6 times in a
transverse direction (stretch ratio: 13 times) simultaneously at 150° C at a stretch rate of 45/min. Then, the film was
heat-set at 205°C for 1 minute so as to give a biaxially oriented film. The properties of the obtained film are shown in
Table 1. Further, a photograph of the film observed from a cross sectional direction is shown in Fig. 4.

Example 5

[0095] The film obtained in Example 3 was stretched to 3.0 times in a longitudinal direction and to 3.0 times in a
transverse direction (stretch ratio: 9.0 times) simultaneously at 130° C at a stretch rate of 38/min. Then, the film was
heat-setat 205°C for 1 minute so as to give a biaxially oriented film. The properties of the obtained film are shownin Table 1.

Reference Example 2: Synthesis of Layered silicate Cation-Exchanged with N-decamethylimidazolium(following formula)

[0096]
" CHz— (CH3)g—N NH
Br

[0097] A layered silicate (abbreviated as C10I-M) cation-exchanged with N-decamethylimidazolium was obtained in
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the same manner as in Example 1 except that 10 parts by weight of N-decamethylimidazolium bromide (above formula)
was used as an organic onium ion. The cation exchange rate of C10I-M was 130%, and the thermal decomposition
temperature was 344°C.

Comparative Example 1

[0098] A composition comprising a poly(ethylene-2,6-naphthalenedicarboxylate) and a layered silicate was obtained
in the same manner as in Example 1 except that 3.0 parts by weight of C10I-M synthesized in Reference Example 2
was used as the layered silicate. The weight ratio between the poly(ethylene-2,6-naphthalenedicarboxylate) and the
layered silicate in terms of ash in the composition was 100: 2. The melting point of the composition was 263° C, and its
reduced viscosity was 0.72 dL/g. Further, when the state of the layered silicate dispersed in the composition was observed
by use of a transmission electron microscope, a large agglomerate was observed as shown in Fig. 5, indicating low
dispersibility.

Comparative Example 2

[0099] An unstretched film was obtained in the same manner as in Example 3 except that a poly(ethylene-2,6-naph-
thalate) (reduced viscosity: 0.78 g/dL) was used. The properties of the obtained film are shown in Table 2.

Comparative Example 3

[0100] The film obtained in Comparative Example 2 was processed in the same manner as in Example 4 so as to
obtain a biaxially oriented film. The properties of the obtained film are shown in Table 2.

Comparative Example 4

[0101] The film obtained in Comparative Example 2 was processed in the same manner as in Example 5 so as to
obtain a biaxially oriented film. The properties of the obtained film are shown in Table 2.

Example 6

[0102] 5.0 parts by weight of montmorillonite and 500 parts by weight of water were charged into a flask and stirred
under heating at 100°C. To the mixture, a solution obtained by dissolving 2.5 parts by weight of phthalimidedecameth-
yleneimidazolium bromide obtained in Reference Example 1 and 1.7 parts by weight of decylimidazolium bromide in 50
parts by weight of methanol was added, and the mixture was further stirred at 100°C for 3 hours. Solids were separated
from the mixture by filtration, washed with water and methanol alternately three times each and then dried so as to obtain
a cation-exchanged layered silicate (abbreviated as IC101/C10I-M). As a result of removing volatile components from
the cleaning solution, phthalimidedecamethyleneimidazolium bromide and decylimidazolium bromide were recovered
in a molar ratio of 4.5:5.5. From this result, the molar ratio between phthalimidedecamethyleneimidazolium and decylim-
idazolium contained in IC10l/C10I-M was estimated to be 5.5:4.5. The cation exchange rate of IC10I/C10I-M was 119%,
the thermal decomposition temperature was 342°C, and the distance between layers was 25.8 A.

Example 7

[0103] 150 g of 2,6-bis(hydroxyethyl)naphthalene dicarboxylate, 3.2 g of the layered silicate IC101/C10I-M obtained
in Example 6 and 40 mg of antimony trioxide were charged into a flask and heated from 230° C to 290°C over 2 hours
at a normal pressure under agitation. Then, the pressure was reduced from the normal pressure to 0.5 Torr over 1 hour
at 290° C, and the mixture was polymerized at the pressure for 1 hour to give a composition comprising a poly(ethylene-
2,6-naphthalenedicarboxylate) and the layered silicate. The weight ratio between the poly(ethylene-2,6-naphthalenedi-
carboxylate) and the layered silicate in terms of ash in the composition was 100:2. The melting point of the composition
was 265°C, and its reduced viscosity was 0.81 dL/g. The resin composition was observed under a transmission electron
microscope (Fig. 6). As shown in Fig. 6, the layered silicate was highly dispersed. Reference Example 3

[0104] 85 parts by weight of phthalimide potassium, 1,008 parts by weight of 1,10-dibromodecane and 430 parts by
weight of (fully dehydrated) dimethyl formamide were charged into a flask, stirred, and heated at 100°C for 20 hours.
After heating, volatile components were all removed, and the residue was extracted with xylene. Volatile components
were distilled off from the extracted solution, and the residue was left to stand at room temperature so as to obtain
crystals of 10-bromodecamethylenephthalimide.

[0105] 20 parts by weight of trioctylphosphine and 20 parts by weight of phthalimidedecamethyleneimidazolium bro-
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mide were charged into a flask, stirred and allowed to react under agitation at about 100°C for 8 to 10 hours so as to
obtain N-phthalimidedecamethylene-trioctylphosphonium bromide (following formula).

(0]
. ?8”.17 | Br
Cghy 7—P|+—(CH2)10—N '

CgHy7z '

Example 8

[0106] 100 parts by weight of KUNIPIA F, 3,000 parts by weight of water and 500 parts by weight of methanol were
charged into a flask and stirred under heating at 80° C. To the mixture, a solution obtained by dissolving 120 parts by
weight of N-phthalimidedecamethylene-trioctylphosphonium bromide obtained in Reference Example 3 in 300 parts by
weight of methanol was added, and the resulting mixture was further stirred at 80° C for 3 hours. Solids were separated
from the mixture by filtration and washed with methanol three times and then with water three times so as to obtain a
cation-exchanged layered silicate. The cation exchange rate was 65%, the thermal decomposition temperature was
374°C, and the distance between layers was 24.7 A.

Example 9

[0107] A composition comprising a poly(ethylene-2,6-naphthalenedicarboxylate) and a layered silicate (weight ratio
between the poly(ethylene-2,6-naphthalenedicarboxylate) and the layered silicate in terms of ash = 100:7) was obtained
in the same manner as in Example 2 by use of the layered silicate obtained in Example 8. The melting point of the
composition was 265°C, and its reduced viscosity was 0.54 dL/g.

Example 10

[0108] 860 parts by weight of the composition of Example 9 and 2,240 parts by weight of poly(ethylene-2,6-naphthalate)
(reduced viscosity: 0.78 g/dL) were melt-kneaded at a melt temperature of 300°C by use of a twin-screw extruder. The
obtained composition was extruded onto a cooling drum of 80° C from a 1-mm-wide slit die at a melt temperature of
300° Cin the same manner as in Example 3 so as to obtain a film. The properties of the obtained film are shown in Table 1.

Example 11
[0109] The film obtained in Example 10 was stretched to 3.6 times in a longitudinal direction and to 3.6 times in a

transverse direction (stretch ratio: 13 times) simultaneously at 150° C at a stretch rate of 45/min. Then, the film was
heat-set at 205°C for 1 minute so as to give a biaxially oriented film. The properties of the obtained film are shownin Table 1.

Table 1

Item Unit Ex.3 | Ex4 | Ex5 | Ex.10 | Ex.11
Film Thickness pm 148 10 15 150 12
Layered silicate

Amount of Ash@ wit% 2 2 2 2 2

Distance between Layers nm 25 2.4 2.4 25 25

Layer Thickness nm 7 7 7 9 9
Diethylene Glycol Component mol% 1.8 1.8 1.8 - -
f of Polyester Portion 0.33 | 0.95 | 0.91 0.33 0.94
f of Layered silicate 0.78 | 0.92 | 091 | 0.77 0.91
(OACB)ave ° 126 | 161 | 154 130 158
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(continued)

Claims

1.

Item Unit Ex.3 | Ex4 | Ex.5 | Ex.10 | Ex.11
Film Thickness pm 148 10 15 150 12
o(OA*B D*E) 14 2 3 16 3
Tensile Modulus Gpa
MD 2.5 6.8 6.4 24 6.6
TD 24 7.1 6.8 24 6.9
Linear Expansion Coefficient 10-8/°C
MD 81 | 6.2 | 7.8 - -
™ 79 | 59 | 74 - -
Ex.: Example
a: Amount of a layered silicate in terms of ash based on 100 wt% of poly(ethylene-2, 6-
naphthalate)
Table 2
Item Unit C.Ex.2 | C.Ex.3 | C.Ex.4
Film Thickness pm 155 11 15
Layered silicate
Amount of Ash2 wit% 0 0 0
Average Layer Thickness nm - - -
Diethylene Glycol Component mol% 1.3 1.3 1.3
f of Polyester Portion 0.33 0.91 0.91
f of Layered silicate - - -
(DACB) ave ° - - -
o(0A*B D*E) - - -
Tensile Modulus Gpa
MD 2.3 6.1 51
TD 2.3 6.2 5.2
Linear Expansion Coefficient 106/°C
MD 90 11 18
TD 92 12 20
C.Ex.: Comparative Example
a: Amount of a layered silicate in terms of ash based on 100 wt% of poly
(ethylene-2,6-naphthalate)

A film which comprises a thermoplastic composition comprising:

(A) 100 parts by weight of at least one thermoplastic resin selected from the group consisting of a thermoplastic

polyester and an aromatic polycarbonate, and

(B) 0.1 to 10 parts by weight, in terms of ash content, of layered silicate having, as at least a portion of cations,

an organic cation represented by the following formula (1):

R—L
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wherein R is a group represented by the following formula (I-1):
o

 _...(|-1)

O

wherein R! is a divalent hydrocarbon group having 5 to 20 carbon atoms, and R2 is a divalent hydrocarbon group
having 1 to 20 carbon atoms,

an alkyl group, an aryl group or an aralkyl group, L* is an ammonium ion, a phosphonium ion or a hetero aromatic
ion, and

n is an integer of 1 to 5, with the proviso that when L* is an ammonium ion or a phosphonium ion, n is 4 and four
Rs may be the same or different.

The film of claim 1, which is a monoaxially or biaxially oriented film.
The film of claim 2, wherein in X-ray diffraction when X-ray is irradiated in a perpendicular direction of a cross section

of the film, an orientation factor f which corresponds to a diffraction peak with the highest intensity among diffractions
from the layered silicate satisfies the following formula (11):

0.6 = £s1 (1II)

wherein

3<cos%> - 1

/2 '
S I(p)cos’psinddd
o.

'<c§szq>> =
. T/2 -
§ " "T(a1s1nga0

@represents a direction angle (degree), and I(¢) represents diffraction intensity at the direction angle .

The film of claim 2 or 3, wherein the shape of the cation-exchanged layered silicate observed from a cross section
of the film satisfies the following formula (lll):

120° < (ZACB)ave < 180° ... (III)

wherein A, B and C are points in one layered silicate, A and B are both end points in a longitudinal direction of the
layered silicate, C is the farthest point from a straight line connecting A to B, JACB is an angle (°) formed by the
line AC and the line BC, and (JACB) ave is the average of JACB which is determined from 10 layered silicates
with the first to tenth largest distances between the points A and B that are contained in a cross sectional area of
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10 pm2,

The film of claim 2 or 3, wherein the shape of the cation-exchanged layered silicate observed from a cross section
of the film satisfies the following formula (1V):

0 < O(ZA*B D*E) < 16 ... (IV)

wherein A and B are points in one layered silicate and end points in a longitudinal direction of the layered silicate,
A*B is a straight line connecting the point A to the point B, D*E is a reference straight light prepared on the cross
section of the film, JA*B D*E is an acute angle (°) formed by A*B and D*E, and o(JA*B D*E) is the standard deviation
of OA*B D*E which is determined for 10 layered silicates with the first to tenth largest distances between the points
A and B that are contained in an arbitrary cross sectional area of 10 wm2,

The film of claim 1, wherein the thermoplastic polyester is an aromatic polyester.

The film of claim 6, wherein the aromatic polyester is a poly(ethylene terephthalate), a poly(trimethylene)terephtha-
late, a poly(butylene terephthalate) and a poly(ethylene-2,6-naphthalene dicarboxylate).

The film of claim 1, wherein the aromatic polycarbonate is a polycarbonate based on bisphenol A.

The film of claim 1, wherein the layered silicate has, as at least a portion of cations, the organic cation represented
by the formula (I) wherein at least one of Rs is the group represented by the formula (I-1).

The film of claim 1, wherein the thickness of the layered silicate in a cross section of the film is 3 to 100 nm.
A thermoplastic resin composition comprising:

(A") 100 parts by weight of thermoplastic resin, and

(B) 0.1 to 10 parts by weight in terms of ash content of layered silicate having, as at least a portion of cations,
the organic cation represented by the formula (I) wherein at least one of Rs is the group represented by the
formula (I-1).

The composition of claim 11, wherein the layered silicate has the organic cation such that a cation exchange
percentage (%) represented by the following formula (V1) is 50 to 200.

Cation Exchange Percentage (%) = {WE/(1 - WE)}/ (Morg/Ms1)
x 100 ... (VI) o |
(Wf represents a weight reduction ratio of the layered silicate measured by a thermogravimetric analysis from 120°
C to 800° C at a temperature increasing rate of 20° C/min, Morg represents the molecular weight of the imidazolium
ion, and Mg; represents a molecular weight of the layered silicate per charge. The molecular weight per charge in

the layered silicate is a value calculated by a reciprocal of the cation exchange capacity (unit: gram equivalent or
€q/100 g) of the layered silicate.)

The composition of claim 11, wherein the layered silicate has a thermal decomposition temperature of not lower
than 310°C.

The composition of claim 11, wherein the layered silicate is smectite, vermiculite or mica in which at least a portion
of cations has been replaced by the organic cation.

A layered silicate having, as at least a portion of cations, an organic cation represented by the following formula:
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R —R2— L*(RY1
0

wherein R1is a divalent hydrocarbon group having 5 to 20 carbon atoms, R2 is a divalent hydrocarbon group having
1 to 20 carbon atoms, R’ is a group represented by the following formula (I-1):

O . .
R N—R*— (1)
X _ .
wherein R! and RZ are the same as defined above, an alkyl group, an aryl group or an aralkyl group, L* is an

ammonium ion, a phosphonium ion or a hetero aromatic ion, and nis 1 to 5.

16. The silicate of claim 15, which has the organic cation such that a cation exchange percentage (%) represented by
the following formula is 50 to 200.

. ‘Cation Exchange Percentage (%) = {WE/(1 - Wf) }/(Morg/Msi)
x 100 ... (VI) '
(Wf represents a weight reduction ratio of the layered silicate measured by a thermogravimetric analysis from 120°
C to 800° C at a temperature increasing rate of 20° C/min, Morg represents the molecular weight of the imidazolium
ion, and Mg; represents a molecular weight of the layered silicate per charge. The molecular weight per charge in

the layered silicate is a value calculated by a reciprocal of the cation exchange capacity (unit: gram equivalent or
€q/100 g) of the layered silicate.)

17. The silicate of claim 15, which has a thermal decomposition temperature of not lower than 310°C.
18. The silicate of claim 15, which is smectite, vermiculite or mica in which at least a portion of cations has been replaced
by the organic cation.

Patentanspriche

1. Folie, die eine thermoplastische Zusammensetzung umfasst, welche
(A) 100 Gewichtsteile von mindestens einem thermoplastischen Harz ausgewahlt aus der Gruppe bestehend
aus einem thermoplastischen Polyester und einem aromatischen Polycarbonat, und
(B) 0,1 bis 10 Gewichtsteile, bezogen auf den Aschegehalt, eines in Schichten vorliegenden Silikats umfasst,

das mindestens als Teil der Kationen ein organisches Kation aufweist, das durch die folgende Formel (1) wie-
dergegeben wird:

(R)p-L* 0]

wobei R eine Gruppe, die durch die folgende Formel (I-1) wiedergegeben wird:
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T
R‘<>N— R— ...(-1)

I
0

wobei R! eine zweiwertige Kohlenwasserstoffgruppe mit 5 bis 20 Kohlenstoffatomen ist, und R2 eine zweiwertige
Kohlenwasserstoffgruppe mit 1 bis 20 Kohlenstoffatomen ist,

eine Alkylgruppe, eine Arylgruppe oder eine Aralkylgruppe ist, L* ein Ammoniumion, ein Phosphoniumion oder ein
heteroaromatisches lon ist, und n eine ganze Zahl von 1 bis 5 ist, mit der MaR3gabe, dass, wenn L* ein Ammoniumion
oder ein Phosphoniumion ist, n 4 ist und vier R gleich oder unterschiedlich sein kdnnen.

Folie nach Anspruch 1, die eine monoaxial oder biaxial orientierte Folie ist.
Folie nach Anspruch 2, bei der in der Rontgenbeugung, wenn die Rontgenstrahlung in einer Richtung senkrecht zu
einem Querschnitt der Folie eingestrahlt wird, ein Orientierungsfaktor f, der einem Beugungspeak mit der héchsten

Intensitat innerhalb der Beugungen aus dem in Schichten vorliegenden Silikat entspricht, die folgende Formel (I1)
erflllt:

06<fs1 .. (I
wobei

3<cosl¢ > -4

NG

2

mia .
j Iw)cosz(b&n dpad
<C0$2¢>= 0

5:,%(¢)s'm<bd¢

@ fur einen Richtungswinkel (Grad) steht, und I(¢) fir Beugungsintensitat in dem Richtungswinkel ¢ steht.

Folie nach Anspruch 2 oder 3, bei der die Form des kationenausgetauschten, in Schichten vorliegenden Silikats,
die aus einem Querschnitt der Folie beobachtet wurde, der folgenden Formel (1) entspricht:

120° < (LACB)ave < 180° .. ()

wobei A, B und C Punkte in einem Schichten aufweisenden Silikat sind, sowohl A als auch B Endpunkte in einer
Langsrichtung des Schichten aufweisenden Silikats sind, C der Punkt ist, der am weitesten von einer geraden Linie
entfernt ist, die A mit B verbindet, LACB ein Winkel (*) ist, der durch die Linie AC und die Linie BC gebildet wird,
und (LACB)ave der Mittelwert von LACB ist, der aus 10 in Schichten vorliegenden Silikaten mit den ersten bis
zehnten grofiten Abstanden zwischen den Punkten A und B bestimmt worden ist, die in einer Querschnittflache von
10 um? enthalten sind.

Folie nach Anspruch 2 oder 3, bei der die Form des kationenausgetauschten, in Schichten vorliegenden Silikats,
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die aus einem Querschnitt der Folie beobachtet wurde, der folgenden Formel (1V) entspricht:
0<o (LA*BD*E)<16 ... (IV)

wobei A und B Punkte in einem in Schichten vorliegenden Silikat und Endpunkte in einer Langsrichtung des in
Schichten vorliegenden Silikats sind,

A*B eine gerade Linie ist, die den Punkt A mit dem Punkt B verbindet, D*E eine gerade Referenzlinie ist, die auf
dem Querschnitt der Folie prapariert wurde, LA*B D*E ein spitzer Winkel (*) ist, der von A*B und D*E gebildet wird,
und o(LA*B D*E) die Standardabweichung von LA*B D*E ist, die fur 10 in Schichten vorliegende Silikate mit den
ersten bis zehnten gréRten Abstdnden zwischen den Punkten A und B bestimmt worden ist, die in einer willkirlichen
Querschnittflache von 10 um?2 enthalten sind.

Folie nach Anspruch 1, bei der der thermoplastische Polyester ein aromatischer Polyester ist.

Folie nach Anspruch 6, bei der der aromatische Polyester ein Poly(ethylenterephthalat), ein Poly(trimethylen)ter-
ephthalat, ein Poly(butylenterephthalat) und ein Poly(ethylen-2,6-naphthalindicarboxylat) ist.

Folie nach Anspruch 1, bei der das aromatische Polycarbonat ein Polycarbonat auf Basis von Bisphenol A ist.

Folie nach Anspruch 1, bei der das in Schichten vorliegende Silikat in mindestens einem Teil der Kationen das
organische Kation aufweist, das durch die Formel (l) wiedergegeben wird, wobei mindestens eines der R die Gruppe
ist, die durch die Formel (I-1) wiedergegeben wird.

Folie nach Anspruch 1, bei der die Dicke des in Schichten vorliegenden Silikats in einem Querschnitt der Folie 3
bis 100 nm betragt.

Thermoplastische Harzzusammensetzung, die

(A) 100 Gewichtsteile thermoplastisches Harz und

(B) 0,1 bis 10 Gewichtsteile, bezogen auf den Aschegehalt, in Schichten vorliegendes Silikat umfasst, das in
mindestens einem Teil der Kationen das organische Kation aufweist, das durch die Formel (I) wiedergegeben
wird, wobei mindestens eines der R die Gruppe ist, die durch die Formel (I-1) wiedergegeben wird.

Zusammensetzung nach Anspruch 11, bei der das in Schichten vorliegende Silikat das organische Kation aufweist,
so dass ein durch die folgende Formel (VI) wiedergegebener Kationenaustauschprozentsatz (%) 50 bis 200 betragt:

Kationenaustauschprozentsatz (%) =
{WF /(1 - WH}  (Morg/M;) x 100 ... (V1)

(Wf steht fir ein Gewichtsreduktionsverhéltnis des in Schichten vorliegenden Silikats, gemessen durch eine ther-
mogravimetrische Analyse von 120°C bis 800°C mit einer Temperaturerhéhungsgeschwindigkeit von 20°C/Min,
Morg Steht flir das Molekulargewicht des Imidazoliumions, und My; steht fur ein Molekulargewicht des in Schichten
vorliegenden Silikats pro Charge, wobei das Molekulargewicht pro Charge in dem in Schichten vorliegenden Silikat
ein Wert ist, der durch ein Reziprokes der Kationenaustauschkapazitat (Einheit: Grammagquivalent oder Aq./100
g) des in Schichten vorliegenden Silikats berechnet wird).

Zusammensetzung nach Anspruch 11, bei der das in Schichten vorliegende Silikat eine thermische Zersetzungs-
temperatur von nicht niedriger als 310°C hat.

Zusammensetzung nach Anspruch 11, bei der das in Schichten vorliegende Silikat Smektit, Vermiculit oder Glimmer
ist, wobei mindestens ein Teil der Kationen durch das organische Kation ersetzt worden ist.

In Schichten vorliegendes Silikat, bei dem mindestens ein Teil der Kationen ein organisches Kation ist, das durch
die folgende Formel wiedergegeben wird:
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N
R4< N-R*—F (R')
4
o)

wobei R1 eine zweiwertige Kohlenwasserstoffgruppe mit 5 bis 20 Kohlenstoffatomen ist, R2 eine zweiwertige Koh-
lenwasserstoffgruppe mit 1 bis 20 Kohlenstoffatomen ist, R’ eine Gruppe, die durch die folgende Formel (I-1) wie-
dergegeben wird:

0
il

«/ Ny _ o* 5

R N~-R*— .1
W )

I
O

wobei R! und R2 wie oben definiert sind,
eine Alkylgruppe, eine Arylgruppe oder eine Aralkylgruppe ist, L* ein Ammoniumion, ein Phosphoniumion oder ein
heteroaromatisches lon ist, und n 1 bis 5 ist.

16. Silikat nach Anspruch 15, welches das organische Kation aufweist, so dass ein durch die folgende Formel wieder-
gegebener Kationenaustauschprozentsatz (%) 50 bis 200 betragt:

Kationenaustauschprozentsatz (%) =
{Wf /(1 - W)} / (Morg/M,,) x 100 .. (VI)

(Wf steht fir ein Gewichtsreduktionsverhéltnis des in Schichten vorliegenden Silikats, gemessen durch eine ther-
mogravimetrische Analyse von 120° bis 800°C mit einer Temperaturerh6hungsgeschwindigkeit von 20°C/Min, M4
steht fir das Molekulargewicht des Imidazoliumions, und M; steht fiir ein Molekulargewicht des in Schichten vor-
liegenden Silikats pro Charge, wobei das Molekulargewicht pro Charge in dem in Schichten vorliegenden Silikat
ein Wert ist, der durch ein Reziprokes der Kationenaustauschkapazitét (Einheit: Gramméagquivalent oder Aqg./100
g) des in Schichten vorliegenden Silikats berechnet wird).

17. Silikat nach Anspruch 15, das eine thermische Zersetzungstemperatur von nicht niedriger als 310°C hat.
18. Silikat nach Anspruch 15, das Smektit, Vermiculit oder Glimmer ist, wobei mindestens ein Teil der Kationen durch
das organische Kation ersetzt worden ist.
Revendications
1. Film qui comprend une composition thermoplastique comprenant :
(A) 100 parties en poids d’au moins une résine thermoplastique choisie dans le groupe constitué d’un polyester
thermoplastique et d'un polycarbonate aromatique, et

(B) de 0,1 & 10 parties en poids, en terme de teneur de cendre, d'un silicate stratifié ayant, comme au moins
une portion de cations, un cation organique représenté par la formule (I) suivante :

R—L" ()
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dans laquelle R est un groupe représenté par la formule (I-1) suivante :

0
R —R2— ..(1)
0

dans laquelle R® est un groupe hydrocarbure divalent ayant de 5 a 20 atomes de carbone, et RZ est un groupe
hydrocarbure divalent ayant de 1 a 20 atomes de carbone,

un groupe alkyle, un groupe aryle ou un groupe aralkyle, L* est un ion ammonium, un ion phosphonium ou un ion
hétéroaromatique, etn estun entier de 1a 5, a condition que lorsque L* est union ammonium ou un ion phosphonium,
n vaut 4 et quatre R peuvent étre identiques ou différents.

Film selon la revendication 1, qui est un film orienté de maniere monoaxiale ou biaxiale.

Film selon la revendication 2, dans lequel la diffraction par rayons X lorsque les rayons X sont irradiés dans un sens
perpendiculaire d’'une section transversale du film, une faction d’'orientation f qui correspond & un pic de diffraction
ayant I'intensité la plus élevée parmi les diffractions du silicate stratifié satisfait la formule (l1) suivante :

0,6 <= f <1 . (II)
ou

3<cos?p> - 1

S Mf( ¢)cos?psinpdd
{cos®*p> = 0

T/2
§ T(9)s1noay

@représente un angle de direction (degré) et I(¢) représente une intensité de diffraction a I'angle de direction ¢.

Film selon la revendication 2 ou 3, dans lequel la forme du silicate stratifi€ échangés par des cations observée a
partir d’une section transversale du film satisfait la formule (1) suivante :

120° < (ZABC)ave = 180° ..(III)

dans laquelle A, B et C sont des points dans un silicate stratifié, A et B sont tous les deux des points terminaux
dans un sens longitudinal du silicate stratifi€, C est le point le plus éloigné d’une ligne droite reliant A & B, JABC
est un angle (°) formé par la ligne AC et la ligne BC, et (JABC)ave est la moyenne de JABC qui est déterminée a
partir de 10 silicates stratifiés avec les distances de 1 a 10 les plus grandes entre les points A et B qui sont contenus
dans une section transversale de 10 pm2.
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Film selon la revendication 2 ou 3, dans lequel la forme du silicate stratifié échangé par des cations observée a
partir d'une section transversale du film satisfait la formule (V) suivante :

0 = 0(LA*B D*E) =< 16 - (IV)

dans laquelle A et B sont des points dans un silicate stratifié et les points terminaux dans un sens longitudinal du
silicate stratifié, A*B est une ligne droite reliant le point A au point B, D*E est une ligne droite de référence préparée
sur la section transversale du film, OA*B D*E est un angle aigu (°) formé par A*B et D*E, et a(JA*B D*E) est la
déviation standard de OJA*B D*E qui est déterminée a partir de 10 silicates stratifiés avec les distances de 1 a 10
les plus grandes entre les points A et B qui sont contenus dans une section transversale arbitraire de 10 um2.

Film selon la revendication 1, dans lequel le polyester thermoplastique est un polyester aromatique.

Film selon la revendication 6, dans lequel le polyester aromatique est un poly(téréphtalate d’'éthyléne), un poly
(téréphtalate de triméthylene), un poly(téréphtalate de butyléne) etun poly(dicarboxylate d’éthylene-2,6-naphtaléne).

Film selon la revendication 1, dans lequel le polycarbonate aromatique est un polycarbonate a base de bisphénol A.

Film selon la revendication 1, dans lequel le silicate stratifi€ a, comme au moins une portion de cations, le cation
organique représenté par la formule (I) dans laquelle au moins un des R est le groupe représenté par la formule (I-1).

Film selon la revendication 1, dans lequel I'épaisseur du silicate stratifié dans une section transversale du film est
de 34100 nm.

Composition de résine thermoplastique comprenant :

(A") 100 parties en poids d'une résine thermoplastique, et

(B) de 0,1 & 10 parties en poids, en terme de teneur de cendre, d'un silicate stratifié ayant, comme au moins
une portion de cations, le cation organique représenté par la formule (I) dans laquelle au moins un des R est
le groupe représenté par la formule (I-1).

Composition selon la revendication 11, dans laquelle le silicate stratifié a le cation organique tel qu'un pourcentage
d’échange de cations (%) représenté par la formule suivante (VI) est compris dans la plage allant de 50 a 200.

[

Pourcentage d’échange de cations (%) = ({Wf/(1-
WE) }/ (Morg/Msi) x 100 . (VI)

(Wf représente un rapport de réduction de poids du silicate stratifié mesuré par une analyse thermogravimétrique
de 120°C a 800°C a une vitesse d’augmentation de température de 20 °C/minute, M, représente le poids mole-
culaire de I'ion imidazolium, et Mg; représente un poids moléculaire du silicate stratifié par charge. Le poids moleé-
culaire par charge dans le silicate stratifié est une valeur calculée par une réciproque de la capacité d’échange de
cations (unité : équivalent en gramme ou €q/100 g) du silicate stratifi€).

Composition selon la revendication 11, dans laquelle le silicate stratifié a une température de décomposition ther-
mique de pas moins de 310°C.

Composition selon la revendication 11, dans laquelle le silicate stratifié est le smectite, le vermiculite ou le mica
dans lequel au moins une portion des cations est remplacée par le cation organique.

Silicate stratifié ayant, comme au moins une portion de cations, un cation organique représenté par la formule
suivante :
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- L+‘(Rl)n~1

0

dans laquelle R1 est un groupe hydrocarbure divalent ayant de 5 a 20 atomes de carbone, RZ est un groupe
hydrocarbure divalent ayant de 1 & 20 atomes de carbone, R’ est un groupe représenté par la formule (1-1) suivante :

Q
R —R2—  ..(1)
0

dans laquelle R et R2 sont tels que définis ci-dessus,
un groupe alkyle, un groupe aryle ou un groupe aralkyle, L* est un ion ammonium, un ion phosphonium ou un ion
hétéroaromatique, et n vaut de 1 a 5.

Silicate selon la revendication 15, qui a le cation organique tel qu’'un pourcentage d'échange de cations (%) repreé-
senté par la formule suivante (V1) est compris dans la plage allant de 50 a 200.

Pourcentage d‘’échange de cations (%) = {Wf/(1-
WE) }/ (Morg/Msi) x 100 .. (VI)

(Wf représente un rapport de réduction de poids du silicate stratifié mesuré par une analyse thermogravimétrique
de 120 °C a 800 °C a une vitesse d’augmentation de température de 20 °C/minute, Morg représente le poids
moléculaire de I'ion imidazolium, et M; représente un poids moléculaire du silicate stratifié par charge. Le poids
moléculaire par charge dans le silicate stratifié est une valeur calculée par une réciproque de la capacité d’échange
de cations (unité : équivalent en gramme ou €q/100 g) du silicate stratifi€).

Silicate selon la revendication 15, qui a une température de décomposition thermique de pas moins de 310 °C.

Silicate selon la revendication 15, qui est le smectite, le vermiculite ou le mica dans lequel au moins une portion
des cations est remplacée par le cation organique.
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Fig. 2

LAYERED SILICATE
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Fig. 3

Fig. 4
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